The tube was evacuated and backfilled with argon four times, and was then immersed in an oil bath at 120 °C. After 4h, the contents were cooled to room temperature, diluted with dichloromethane, and precipitated into acidic methanol. The MM was isolated by decanting the supernatant and drying in vacuo. withdrawn for GPC analysis without any purification. The block copolymer was isolated either by precipitating into cold methanol, or by simply drying in vacuo.
S3
The random copolymers were synthesized using a similar procedure as the block copolymers, except that two types of MMs were added together in the reaction vial before catalyst injection.
Characterization.
1 H and 13 C NMR spectroscopy was recorded in CDCl 3 or DMF-d7 using a Varian Mercury 300 or Varian Inova 500 spectrometer. Chemical shifts (δ) are expressed in ppm downfield from tetramethylsilane using the residual protiated solvent signal as an internal standard.
Gel permeation chromatography (GPC) was carried out in THF on two PLgel 10 µm were prepared by spin casting solutions (2.5 wt%) in toluene onto Si(100) with a native oxide layer at 1500 rpm. A Gartner L116-C ellipsometer was used to measure the film thickness.
Differential Scanning Calorimetry (DSC) was performed on a Perkin-Elmer DSC 7.
Samples were heated to 180 °C at 20 °C/min to erase any thermal history, then cooled to 0 °C at 20 °C/min, and reheated to 150 °C at 15 °C/min. The second heating scan was used to determine the T g of PLA.
Small Angle X-ray Scattering (SAXS). Samples for SAXS were prepared by annealing Figure S5 . Inverse intensity of peak heights vs inverse temperature for asymmetric brush random copolymers. Figure S6 . AFM height image of thin films of a mixture of two brush random copolymers, (PNB-g-PLA) 50 -ran-(PNB-g-PnBA) 50 and (PNB-g-PLA) 100 -ran-(PNB-gPnBA) 100 (1:1), and its cross sectional analysis. A hole layer was formed in this case. 
